General Procedure for Polymer Synthesis
The CO 2 -based copolymers were synthesized following the general procedure. In brief, a 10 mL pressure reactor (Autoclave Suurmond BV, steel type 3/10 mL, 100 bar) with magnetic stirrer was dried in an oven at 70 °C overnight before immediately being taken into a N 2 -filled glove-box. After the reactor had cooled to ambient temperature, the reagents, I 2 (50 mg, 0.197 mmol), cocatalysts (see text) and oxetane (7.88 mmol, 0.512 mL) were charged to the vessel. The vessel was sealed, removed from the glovebox and before being placed in liquid nitrogen to cool down. CO 2 was condensed into the reactor while cold via a Schlenk-line until the appropriate pressure was achieved. The reactor was sealed again and heated to the desired temperature. After the allotted reaction time, the reactor was again cooled by liquid nitrogen before the CO 2 gas was released slowly. Aliquots of the polymerization mixture were taken for 1 H NMR spectroscopic characterization to determine overall conversion and selectivity. The residue of the mixture was dissolved in a small volume of THF (5 mL) and precipitated from methanol. The resultant copolymer was dried under vacuum at 40 °C overnight (Yield = 0.58 g, 0.125 mmol, 86%). When catalyst = TBD (0.197 mmol, 0.0274 g): 1 H NMR (500 MHz, CDCl 3 , 298K): δ 4.29 (t, 2H, 3 J HH = 6.0 Hz, -CH 2 ), 4.23 (t, 4H, 3 J HH = 6.0 Hz, -OCH 2 ), 3.73 (t, 2H, 3 J HH = 6.0 Hz, -CH 2 ), 3.49 (t, 4H, 3 J HH = 6.3 Hz, -OCH 2 ), 2.04 (quint, 2H, 3 J HH = 6.3 Hz, -CH 2 ), 1.92 (quint, 2H, 3 J HH = 6.3 Hz, -CH 2 ), 1.82 (quint, 2H, 3 J HH = 6.3 Hz, -CH 2 ). SEC (THF): M n = 4630 g mol -1 , Ð M = 1.32 S3 Tables   Table S1. Copolymerization of oxetane and CO 2 with various catalysts. [a] [a] Copolymerization conditions: 7.88 mmol oxetane, 2.5 mol% I 2 and base cocatalyst, 1 MPa CO 2 , 105 °C. [b] Oxetane conversion and selectivity were determined from 1 H NMR spectroscopy of crude mixture; [c] Determined by SEC in tetrahydrofuran (THF) with polystyrene standard.[d] The results are based on the literature. [1] 
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